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General Methods. All organic solvents were dried and freshly distilled before use, Tetrahydrofuran was distilled from sodium/benzophenone ketyl. Other reagents were obtained from Aldrich or VWR and used as received unless noted. Flash chromatography was performed using 40-63 µm silica gel. All NMR spectra were recorded in CDCl 3 (unless otherwise noted) using 400 MHz instrument. Absorption spectra were recorded on CARY 300 Bio UV-Visible spectrometer. Quantum yield was determined using a ferrioxalate chemical actiniometer. 1 Photolyses were conducted in the Rayonet photoreactor equipped with 12 X 4 W 350 nm fluorescent lamps.
Kinetics. Rate measurements in organic solvent were performed using Carry-300 Bio UV-Vis spectrometer, while reactions in aqueous solutions were followed using RX2000 Rapid Kinetics Spectrometer accessory on a Carry-50 Bio UV-Vis spectrometer. The temperature was set to 25.0°C and controlled to 0.1 °C accuracy. Reactions of ODIBO with the excess of azides were monitored by following the decay of the characteristic 322 nm absorbance of ODIBO 2a-c.
Rates of the cycloaddition reaction were measured under pseudo-first order conditions, using 20 fold or higher excess of azides. The experimental data fits the single exponential equation well (Figures 1 and S1 ). Linear dependence of the observed pseudo-first order rate constants on azide concentration was analyzed by the least squares method to obtain the bimolecular rate constants (Insert in Figures 1 and S1 ). 
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The procedure for rate measurements described above is usually more accurate than NMR Scheme S1. Preparation of 1-((4-(t-butyl)phenoxy)methyl)-3-methoxybenze (4a) 
Scheme S2. Preparation of 1-((4-(t-butyl)phenoxy)methyl)-3-methoxybenze (4c)
3-(Methoxymethoxy)benzaldehyde (6 
1-((4-(tert-butyl)phenoxy)methyl)-3-(methoxymethoxy)benzene (4d)
.
